Introduction
The coordination chemistry of organic amide li gands plays an important role in inorganic chemis try [1] , ranging from solution chemistry [2, 3] to bi ological modeling [4, 5] and materials chemistry [6, 7] . In contrast to the large number of studies concerning 3d metal-amide complexes, little is known about the corresponding complexes with 4d and 5d metals [1] ; exceptions are Pd11 and Pt11 complexes.
As part of our systematic investigation on the coordinating properties of the amide bond [ 
Experimental
All synthetic operations were performed under aerobic conditions. The starting material RhCl3-3H 20 was purchased from Merck. LH2 was synthesized as described earlier [21] ; its purity was checked by microanalyses and 'H NM R spec troscopy. The solvents and chemicals used were of reagent grade, without further purification. In electrochemical work, MeCN was dried and dis tilled over powdered CaH2. N "Bu4BF4 (Merck) was dried at 95 °C in a vacuum for 48 h before use. All solutions for electrochemical studies were deaerated with high-purity Ar. Physicochemical measurements and spectroscopic techniques were carried out by published methods [15, 28, 29] .
{ [ Rh(LH 2)C l2]C l}n (1)
A solution of RhCl3 • 3 H20 (0.26 g, 1.0 mmol) in MeOH (25 ml) was added dropwise to a stirred warm solution of LH2 (0.37 g, 1. 0 mmol) in the same solvent (30 ml). Upon addition o f the metal salt a yellow precipitate was formed. Stirring was continued for 12 h at room temperature. The pre cipitate was filtered off, washed with EtOH (2x5 ml) and Et20 (3x 10 ml), and dried in vacuo over silica gel. Yield: ca. 95%.
Analyses for C22H 16N40-,RhCl3
Calcd 
N af RhL( C N )2] ■ H20 (3)
To a solid mixture containing complex 2 (0.25 g, 0.43 mmol) and excess NaCN (0.10 g, 2.05 mmol) was added MeOH (40 ml). The resulting orange slurry was refluxed for a few hours to yield an in tense yellow solution and some white precipitate. The latter was removed by filtration and the fil trate refrigerated (-2 0 °C) for 48 h. The resulting yellow microcrystalline solid was collected by fil tration and washed with Et20 . The solid was puri fied by dissolution in MeOH (30 ml), followed by filtration, addition of 30 ml o f acetone-Et2Ö In the v(OH)water region, the spectra of 2 and 3 show one medium and continuous absorption cov ering the 3500-3300 cm" 1 region, which is attri buted to the presence of lattice water [40] . Dehy dration of these complexes at ca. 150 °C causes the disappearance o f the band confirming its origin.
The perchlorate compounds 4 and 5 show very strong bands due to the v3(F2) and v4(F2) modes of the uncoordinated (ionic) Td C104" near 1100 and 620 cm-1, respectively [37] , The IR spectrum of Mebta exhibits two bands at 1197 and 1110 cm-1, which can be associated with the v (N=N) and v (N -N ) The relative insensitivity o f the first oxidation couple of the anionic complexes 2 and 3 to the na ture of the axial ligand, the high stability o f their one-electron oxidized products and literature re ports [19] for Rh(III) complexes with similar di anionic, pyridine-containing, bis-amide tetradentate ligands suggest that the first oxidation couple a Cyclic voltammograms were recorded using a standard three-electrode assembly (glassy-carbon working, Pt-wire auxiliary, SCE reference) and 0.1 M NBu4"BF4 as supporting electrolyte; b the scan rate was 100 mV s"1 and no IR compensation employed;c potentials are quoted vs. the ferrocene/ferrocenium couple; d E0/ is given for reversible cou ples; e these potentials are reported for irreversible couples;f ipa' and i 2 are the peak currents o f the first and second oxidation peaks, respectively; g i^ and ipa(ox) are the peak currents of the reduction and the first oxidation couple, re spectively. is largely ligand-and not metal-centred. Although LH2 only gives an irreversible oxidation peak at a much more anodic potential (ca. 1 V vs. ferrocenium-ferrocene), it has been established [19] that coordination to metal and deprotonation of the amide groups can cause analogous ligands to be oxidized at a less anodic potential. Che and co-workers [19] have shown that the axial ligand exerts its effect through the central metal electron density which in turn affects the energy levels and electron density on the equatorial ligand; thus, the redox oxidation couple is mainly ligand-centred but has a certain degree of metal character. The second oxidation couple of 2, 3 and 4 is attributed to Rhni-^R h IV + e~, with the generated Rh(IV) species being unstable. Efforts to characterize the one-and two-electron oxidized species using ESR and UV/VIS spectroscopies are in progress.
From the overall study presented above, it is concluded that 1 
IV
The results described in this report represent the initial study of the coordination chemistry of polydentate amide ligands with 4d and 5d metals; fur ther studies are in progress and iridium and gold species at various oxidation states are under char acterization.
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